Tetracycline (TC) is among the most used antibiotics in animal feedstock in the EU. Antibiotics' persistence as emerging pollutants in the environment is evidenced by their long half-life in residual organic-mineral sediments and waters. The risk associated with this persistence favours antibiotic-resistant microbiota, affecting human health and ecosystems. The purpose of the present work is to assess the adsorption of TC into natural clay minerals, synthetic iron hydroxides and calcined sewage sludge. TC adsorption isotherms were performed in three replicated batch tests at three different pH values (4, 6, 8) and TC concentrations (33-1176 mg·L −1 ). X-Ray diffraction (XRD) mineralogy, cation exchange capacity (CEC), Brunauer, Emmett and Teller specific surface area (BET-SSA) and point of zero charge salt effect (PZSE) were determined for the characterization of materials. Sorption was analysed by means of fitting Langmuir and Freundlich adsorption models, which showed good fitting parameters for the studied materials. Low-charge montmorillonite (LC Mnt) is displays the best sorption capacity for TC at maximum TC concentration (350-300 mgTC·g −1 ) in the whole range of pH (4-8). Sepiolite and smectites adsorbed 200-250 mgTC·g −1 , while illite, calcined sludge or iron hydroxides present the lowest adsorption capacity (<100 mgTC·g −1 ). Nevertheless, illite, sepiolite and ferrihydrite display high adsorption intensities at low to medium TC concentrations (<300 mg·L −1 ), even at pH 8, as is expected in wastewater environmental conditions. The removal efficiency (%) of TC and other antibiotics in wastewater treatment plants has been reported to be 80-100% depending on the water retention times, which need to reach up to 60 days to obtain high removal efficiency [7] . Typical effluents show remaining TC concentrations of <1 µg·L −1 . Such amounts could be easily retained by natural clay minerals, which can adsorb from 5 mg·g −1 in the case of kaolinite [8] to 20 and >300 mg·g −1 in the case of 2:1 sheet silicates as illite and several montmorillonites, respectively [8] [9] [10] . This is to say that 1 g of mineral could adsorb the TC contents of >300 m 3 of wastewater.
Introduction
Tetracycline (TC) is the most used antibiotic in animal feedstock in the EU. In 2016, TCs, penicillin and sulphonamides were the most-sold antibiotics, accounting for 32%, 26% and 12%, respectively, of use in food-producing species for those 25 countries delivering data from 2011 to 2016 [1] . They are used in medicine and agriculture [2] . The persistence of these emerging pollutants in the environment is due to their long half-life, on the order of magnitude of 0.5 years, so they become relatively immobilized in residual organic-mineral complexes incorporated into sediments and soils [3] . This behaviour favours their accumulation in sediments and eventual release due to seasonal flooding related to Mediterranean hydrological regimes [4] . In addition, wastewater treatment plants are not efficient at reducing or degrading antibiotics and other pharmaceutical soluble products, so they become adsorbed on biowaste debris, responsible for their fixation [5] . The risk associated with this persistence is the development of antibiotic-resistant microbiota that can affect ecosystems and human health [6] . this persistence is the development of antibiotic-resistant microbiota that can affect ecosystems and human health [6] .
The removal efficiency (%) of TC and other antibiotics in wastewater treatment plants has been reported to be 80-100% depending on the water retention times, which need to reach up to 60 days to obtain high removal efficiency [7] . Typical effluents show remaining TC concentrations of <1 µg·L −1 . Such amounts could be easily retained by natural clay minerals, which can adsorb from 5 mg·g −1 in the case of kaolinite [8] to 20 and >300 mg·g −1 in the case of 2:1 sheet silicates as illite and several montmorillonites, respectively [8] [9] [10] . This is to say that 1 g of mineral could adsorb the TC contents of >300 m 3 of wastewater.
TC sorption onto high-surface-area (50-100 m 2 ·g −1 ) swelling sheet silicates such as montmorillonite (Mnt) has been reported elsewhere [11] [12] [13] . The acid-base aqueous chemistry of the TC molecule makes its sorption potentially favourable at acidic pH (<4) by means of cation exchange mechanisms [14] . The protonation or deprotonation of three different functional groups in the TC molecule ( Figure 1 ) causes the TC to be positive (TCH3 + pH < 3.3), neutral zwitterionic (TCH2 ± 3.3 < pH < 7.7) or negative (TCH − pH > 7.7) [15, 16] . Therefore, TC will mainly be in the zwitterionic form under environmental conditions. In fact, the 2:1 structures can also allocate TC at circumneutral pH (7) (8) when the molecule becomes neutral or negatively charged by means of interlayer TCH --cationpolar surface interaction bridges [9] . These studies did not explore the potential differences in organic compound-clay interaction due to the particular crystallochemical nature of smectites, including distinct features of charge density (high charge, low charge), distribution of layer charge (tetrahedral, octahedral), chemical composition [17] or the inherent acid-base surface chemistry of the sorbents used [18] . Figure 1 . Structure of the TC molecule and proton dissociation constants for acid-base active groups, after [16, 19] . Image Source: PubChem, URL: https://pubchem.ncbi.nlm.nih.gov. Data deposited in or computed by PubChem.
Mineral sorbents involve a large group of raw materials of natural origin that are commonly used due to their advantages [20] (e.g., relatively low cost and ready availability). In this group, it is worth mentioning the clay minerals; these nanostructure materials cover several types of hydrous aluminium and magnesium phyllosilicates that differ in the arrangement of the tetrahedral and octahedral sheets and the distribution of surface electric charge. They exhibit special properties such as high sorption, ion exchange capability or swelling behaviour, resulting from their nonpareil structure, the presence of surface OH groups and weak electrostatic interactions between layers and/or sheets and the exchangeable cations [21] .
A number of high surface available mineral materials have been used in this study for screening their potential capacity to adsorb TC as a model for ionic water-soluble emerging pollutants. The aim Figure 1 . Structure of the TC molecule and proton dissociation constants for acid-base active groups, after [16, 19] . Image Source: PubChem, URL: https://pubchem.ncbi.nlm.nih.gov. Data deposited in or computed by PubChem.
A number of high surface available mineral materials have been used in this study for screening their potential capacity to adsorb TC as a model for ionic water-soluble emerging pollutants. The aim of this work is to assess the adsorption capacity of TC onto mineral sorbents such as clay minerals and synthetic iron hydroxides. The sorption capacity of natural clay minerals, synthetic iron hydroxides and calcined sewage sludge on TC has been evaluated by: (1) studying their interaction in batch experiments, determining the sorption potential of each mineral sorbent through adsorption isotherm analysis; and (2) discussing this capacity in terms of TC speciation and solid surface interaction through determination of the point of zero charge salt effect (PZSE) of each material under study. The whole work is intended to contribute to selecting easily available mineral products to retain emerging pollutants coming from pharmaceutical industries in order to study potential innovative processes to improve water and crop soil safety for ecosystems and human health.
Materials and Methods

Tetracycline
The TC used in this work was obtained commercially from Sigma-Aldrich (Steinheim, Germany) for veterinary use as T3383, TC hydrochloride (MW 480.898 g/mol), with purity >95%.
Mineral Sorbents
The potentially sorbent materials used for this study were selected based on their high surface area properties and on previous knowledge gained during their use in several characterization studies [21] [22] [23] [24] [25] . Several clays, iron hydroxides and calcined sewage sludge were used. Figure 2 shows the broad peaks characterizing the XRD powder patterns of the selected materials in which the crystal size coherent diffraction domain has been calculated between 13 Å (synthetic ferrihydrite, Fh) and 280 Å (MX-80 (LC Mnt), parallel to a sheet silicate 2:1 structure dimension). This confirmed the very small grain sizes for the particles forming the selected materials. A more detailed crystal-chemical description of the nature of the clay minerals and materials used is given in Section 3.1 and the Supplementary Materials (S1).
Clay Minerals
Sepiolite, with the idealized structural formula [Mg 8 ·Si 12 O 30 (OH) 4 ·(OH 2 ) 4 ]·8H 2 O, was supplied by TOLSA S.A. (Madrid, Spain), commercialized under the PANSIL100 ® (PAN100) brand and extracted from mineral deposits from the Madrid basin, as along with stevensite. PAN100 is a mineral compound of approximately 95% sepiolite (<5% feldspars and quartz; <1% calcite). Sepiolite is a natural sheet silicate of fibrous morphology with no permanent layer charge [26] .
Stevensite was supplied commercially by TOLSA, S.A. under the MINCLEAR N100 ® (MINC100) brand (>90% stevensite, 5% dolomite, <5% quartz and feldspars). Stevensite was supplied commercially by TOLSA, S.A. under the MINCLEAR N100 ® (MINC100) brand (>90% stevensite, 5% dolomite, <5% quartz and feldspars). Stevensite belongs to the trioctahedral smectites 2:1 sheet silicates group [27] . In stevensite, the permanent layer charge arises from the existence of divalent cation vacancies (M + 0.5 ·[Mg 2.5 0.5 ·Si 4 O 10 ·(OH) 2 ]·nH 2 O; : vacancy; M + : cation counterion for permanent negative layer charge) (i.e., [28, 29] 
Iron Hydroxides: Ferrihydrite and Goethite
Two-line ferrihydrite and goethite was synthesized as described elsewhere [7, 8] . Either 5 or 1 M NaOH solution was slowly added to 0.4 M Fe(NO 3 ) 3 up to a final pH of approximately 7.0. The resulting sample suspension was allowed to age for 22 h at 20 • C in the dark. It was then repeatedly washed with ultrapure water until the conductivity was less than 10 µS·cm −1 . The aged suspension was freeze-dried and ground to obtain a reddish-brown powder. A similar procedure was followed for goethite synthesis. In fact, NaOH volumes were slowly added to a 0.4 M Fe(NO 3 ) 3 solution to a final pH of 12. The resulting suspension was allowed to age for 72 h at 65 • C in the dark, and after several washes, the resulting dialyzed suspension was freeze-dried and ground to obtain a yellowish powder [32] .
Calcined Sewage Sludge
This residue comes from the gasification of a water treatment plant sewage sludge. It is a dried and crushed material (<2 mm size) calcined at 800 • C as the residue of a gasification process [33] .
Characterization of Materials
All the materials were characterized by means of XRD powder patterns ( Figure 2 ) confirming their crystalline properties and estimating their crystal size ( Table 1 ). The mineralogical analysis of the samples was carried out by XRD using a PANalytical B.V. (Almelo, The Neederlands) X'Pert PRO Theta/2Theta diffractometer with Ge (111) as the primary monochromator. This procedure allowed for the selection of CuKα1 radiation analysed with an X'Celerator detector. The samples were registered in the range of 3 • < 2θ < 70 • , with a step size of 0.0167 • and a counting time of 100 s for each step. The samples were analysed by the random powder method. The Brunauer, Emmett and Teller (BET) equation was used to determine the adsorption capacity of materials by nitrogen gas adsorption at 77 • K in a Gemini V Micromeritics ® equipment after degassing the powdered sample under N 2 flow for 18 h at 90 • C (UNE 22-164/94).
The cation exchange capacity (CEC) was determined by the Cu-trien complex method, as described in previous papers using these materials [22] [23] [24] .
The PZSE (point of zero charge salt effect) for all study materials was determined by acid and alkaline potentiometric titrations at four ionic strength concentrations, 0.001, 0.01, 0.05 and 0.2 M NaCl, as described by [32] . Thus, the addition of protons and hydroxides was calculated by subtracting those remaining in solution with the solid material from those that remain in solution without the solid material for each ionic strength concentration. Finally, interpolation data were calculated and H + -OH − data were determined at regular pH increments. 
Batch Sorption Experiments
The TC concentrations used in the present study are large and far from the real concentrations expected in the environment, which should be <50 mg/L and are usually <0.2 mg/L, as reviewed by [7, 16] . However, they were used to cover the potential ion exchange capacity of the high-surface-area mineral sorbents. Mnt have approximately 1 mmol (negative charge)/g, which corresponds approximately to the maximum TC concentration prepared (1.0 mmol TC/g adsorbent). In addition, the pH used in the batch experiments was designed to cover a slightly acidic pH range, corresponding to the pH of acetogenic organic leachates, to urban wastewaters, which lie commonly in the pH interval 6-8. In these pH conditions, the TC zwitterionic species (TCH 2 ± ) is predominant. According to [19] , at pH = 4, 20% of TC in solution is in the TCH 3 + form, and at pH = 8, the species TCH − reach 60%, while at pH = 6, 100% of TC is as TCH 2 ± .
The TC sorption capacity onto tested materials was studied in batch experiments adopting the usual performance for adsorption isotherms. The estimated required time to equilibrate the adsorption of TC in Mnt and other mineral constituents was found in the literature, with significant variations ranging from 0.5 to 48 h [34] [35] [36] [37] . An experiment was performed at three different adjusted pH values, 4, 6 and 8. The time was selected according to the change of the adjusted pH of clay minerals suspensions after 12 h soaking. A 0.5 pH unit change was accepted for the isotherm experiments. This change was maximum for stevensite adjusted to acid pH after 2 h ( Figure 3 ). The other materials underwent lower changes in the whole pH range. According to [14] , >80% of TC becomes adsorbed at 2 h, with the sorption rate very slow from this time to 48 h. Then, 2.5 ± 0.01 g of clay minerals and 4 ± 0.01 g of iron hydroxides were ultrasonically dispersed in 1 L of deionized water for 5 min at 20 kHz and 200 W. The process was repeated five times after a cycle of 30 min of continuous stirring. Alkali or acid volumes for pH adjustment were recorded, and dilution factors were taken into consideration for final calculations to reach the working pH values of 4, 6 and 8. In parallel, a 10 g TC·L −1 standard solution was used to spike the total dissolved TC concentration to obtain 33, 132, 322, 625 and 1176 mg·L −1 . The batch experiment was performed in 20-mL polypropylene centrifuge tubes [38] . Each tube contained 15 mL of mineral suspension, 0.087 ± 0.002 g of NaCl (0.1 M of electrolyte) and TC in different concentrations adjusted to the desired pH. A blank solution was prepared containing only material suspension at 0.1 M NaCl and for each study pH value. Polypropylene centrifuge tubes were left to interact in an orbital shaker at 120 rpm. and 25 ± 2 • C for 2 h in the dark to avoid TC photodegradation processes [39] . Three replicates were arranged for each of the batch experiments, i.e., for all pH conditions, the experiments were performed three times in triplicate for each material. The dissolved TC concentration was spectrophotometrically determined on the supernatant fraction at 254 nm in a Spectronic™1200 UV-VIS spectrometer (Spectronic, Spain), after centrifugation at 10,000 rpm. for 5 min. 
Adsorption Isotherms
The TC adsorption pattern was assessed using Langmuir and Freundlich isotherm models. Isotherm parameters from both models were determined by non-linear curve fitting by minimizing the sum of squares between the calculated and experimental concentrations of TC [40] . Molar units (TC, MW: 480.898 g/mol) and mass units (sorbents) have been used in isotherm calculations according to [41] . µmol and g are used to give comprehensive entire numbers in fitted parameters and graphical representation of the isotherms. For the Langmuir model, the adsorption isotherm can be mathematically expressed as:
where Cs: TC concentration adsorbed (µmol·g −1 ) at equilibrium; Ce: TC concentration in solution at equilibrium (µmol·L −1 ); Cm: maximum adsorption or apparent adsorption (µmol·g −1 ); K: equilibrium constant (L·µmol −1 ). For the Freundlich model, the adsorption isotherm can be adapted to the following equation:
where Cs: adsorbed amount of TC per unit amount of sorbent (µmol·g −1 ); Ce: initial concentration of TC in the bulk solution (µmol·L −1 ). Kf: constant that indicates adsorption capacity of the sorbent ((L/mg) 1/n ); and n: is a constant that indicates adsorption intensity. It is restricted to >1 values. A range between 2 and 10 indicates good adsorption intensity [42] .
Statistical Analysis
Factorial analysis of variance (ANOVA) was initially conducted (STATGRAPHICS 5. 
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where Cs: adsorbed amount of TC per unit amount of sorbent (µmol·g −1 ); Ce: initial concentration of TC in the bulk solution (µmol·L −1 ). K f: constant that indicates adsorption capacity of the sorbent ((L/mg) 1/n ); and n: is a constant that indicates adsorption intensity. It is restricted to >1 values. A range between 2 and 10 indicates good adsorption intensity [42] .
Statistical Analysis
Factorial analysis of variance (ANOVA) was initially conducted (STATGRAPHICS 5.1 for Windows ® ; Statgraphics technologies, The Plains, VA, USA. Thus, sorbent materials, initial TC concentrations (33,2; 131.6; 322.6; 625.0 and 1176.4 mg·L −1 ) and tested pH values (4, 6 and 8) were entered as factors in order to assess the significant difference level (p < 0.05). One-way ANOVA (SPSS 24.0 for Windows; IBM company, Armonk, NY, USA) was later performed among those significant interactions, and a Tukey post hoc test (p < 0.05) was conducted.
Multivariate statistical methods were used in two ways, as follows: to classify the different materials according to the analytical properties; and to discriminate them from adsorption outcomes. Discriminant analysis was performed to distinguish among the studied materials based on the set of experimental constants from the Freundlich and Langmuir models. Thus, solid phases were grouped (clusters) by comparing the two functions defined by the Langmuir and Freundlich equations corresponding to adsorption and intensity capacity, respectively. Conglomerate dispersion diagrams were determined by the Euclidean quadratic K-average method by using the STATGRAPHICS ® v.16.1 statistical package (Version 16.1, Statgraphics technologies, The Plains, VA, USA).
Results and Discussion
Physical and Mineralogical Characterization of Synthesized and Natural Sorbent Materials
The mineralogical composition of the studied materials can be described from the XRD powder patterns. Quartz and dolomite were detected as the main impurities determined in several of the smectite, sepiolite and illite clay mineral materials studied. They are high-grade clay materials with <10% impurities. Synthetic iron hydroxides are virtually monomineral samples of goethite (goet) and ferrihydrite (fh). Fh (two line type) is characterized by the presence of two broad bands at 2.54 Å ((hkl):(200)) and 1.49 Å ((hkl):(300,213)). In the case of the calcined sewage sludge XRD analysis showed that this is an amorphous glass with quartz and feldspar impurities ( Figure 2 ).
The specific surface area of the different materials, complementary to the BET SSA method, can be estimated from the crystal size calculation using the Scherrer equation (angular breadth of an XRD reflection at half maximum peak height; ∆2θ = λ/Lcosθ [43] , where L is the crystal thickness in nm (λ CuKα 0.154 nm) in the perpendicular direction to a characteristic (hkl) plane, and θ is the angle for the existing Bragg reflection condition (XRD reflections in Figure 2 ). A hexagonal cell is assumed for a single crystal of ferrihydrite, characterizing the size of the synthesized material, with an equal number of unit cells in the a direction, as measured by means of the (h00) reflections (2.54-1.49 Å; two-line ferrihydrite) or the c direction (c is the height of the hexagonal cell: a = 5.08 Å, c = 9.40 Å). For goethite and 2:1 clay minerals, a rectangular (a × b) polyhedron of height c is considered to build the unit cell. Goethite crystal size, determined by the (h00) reflections, is used assuming equal development of unit cells in the a, b or c directions (4.59 × 9.96 × 3.02 Å). The number of unit cells is calculated by dividing the crystal size by the cell parameter a (for n cells) and multiplying na × nb × nc to obtain the total number of cells (N) in a single crystal of goethite. If the density is known, the weight of a unit cell (Wc) can be calculated. The weight of a single crystal is N × Wc. The area of the crystal parallelogram is calculated as 2na × nb + 2nb × nc + 2na × nc, and therefore the specific surface area in m 2 g −1 is calculated by transforming Å units to m. In the case of 2:1 sheet silicates, the b dimension is calculated as d(060) × 6, the c dimension as d(001), and the a dimension is taken from the literature as 5.2 Å for aluminium di-octahedral species (1.494-1.503 Å for the (060) reflection) and 5.3 Å for stevensite (1.523 Å for the (060) reflection (Figure 2) ). The sepiolite surface area was calculated using the (011) reflection and crystal size calculation by the procedure given by [44] . The calculated areas were corrected by the semi-quantitative amount of clay minerals in the characterized materials. Table 1 gives data on crystal size and calculated surface areas.
There is a good correlation between the calculated and measured surface areas, excluding Sewage S. (not possible to calculate) and ferrihydrite (Figure 4) , where presumably some disorder in the crystalline clusters could affect XRD reflection broadening, overestimating this parameter. The BET surface area obtained for the synthesized ferrihydrite was 253.3 ± 0.9 m 2 ·g −1 . This result is in line with those obtained by [32] and within the interval 200-350 m 2 ·g −1 indicated by [45] , although [46] listed values up to 720 m 2 ·g −1 , obtained by various techniques and adsorbents. The synthesized goethite was at 59.0 ± 0.3 m 2 ·g −1 , in agreement with the interval 30-100 m 2 ·g −1 [47, 48] and with the XRD calculated surface area. Based on these contrasted surface areas, materials such as ferrihydrite, sepiolite or stevensite should offer the highest available external crystal grain surfaces for sorption processes. sepiolite or stevensite should offer the highest available external crystal grain surfaces for sorption processes. 
Point of Zero Salt Effect
The materials tested for the PZSE were intentionally not purified to determine the acid-base surface behaviour in their natural state as far as they are intended to be used as an inexpensive alternative for pollutant retention in wastewater treatment plants. Raw materials may develop an acid-neutralizing capacity if carbonate impurities or other dissolution reactions are taking place. In this case, there will not be a pronounced ion-strength effect in the behaviour of the materials if the proton adsorption processes are not dominant. These processes can also take place in hydroxide phases, intimately attached to clay minerals in the raw materials.
The PZSE of the high-grade Mnt smectitic clay minerals group (HC Mnt NFe, HC Mnt and LC Mnt) approached zero charge (<±0.03 mmol proton charge) at pH values in the range 5-10 ( Figure 5 ), with 8.2-8.4 (Table 2 ) being the crossing values of the different ion strength acid-base titration media. These data are consistent with those found by [49] for Na-montmorillonites, or those cited in [12] for Ca Mnt. HC Mnt NFe, HC Mnt and beidellite, all high-charge smectites, exhibit a lower surface proton buffering than LC Mnt. Otherwise, all of them have a PZSE very close to the PZC of alumina or aluminol groups in montmorillonite [50] , a behaviour that was predicted in modelling studies [51] or observed in other acid-base titration experiments [52] . The high-charge smectites may have a strong electrostatic attraction between layers, leading to very stable face-to-face particle arrangements in aqueous suspensions [53] . Their acid-base behaviour in suspension is restricted to edge surfaces with very low proton interlayer interactions. In the case of the Mnt LC bentonite, the existence of less stable stacking of interlayers with more swelling ability, even at high electrolyte concentrations of up to 0.5 M of NaCl [54] , can favour proton adsorption in some exposed free interlayers. In our case, proton consumption increased preferentially at high ion strength. This is not expected for Mnt, which should increase both PZC pH and proton adsorption in diluted media due to proton exchange in the permanent negative charge sites [18] . In summary, titration curves for all the studied bentonites are typical for materials with non-permanent charged external hydroxylated edge surface groups, where 
The PZSE of the high-grade Mnt smectitic clay minerals group (HC Mnt NFe, HC Mnt and LC Mnt) approached zero charge (<±0.03 mmol proton charge) at pH values in the range 5-10 ( Figure 5 ), with 8.2-8.4 (Table 2 ) being the crossing values of the different ion strength acid-base titration media. These data are consistent with those found by [49] for Na-montmorillonites, or those cited in [12] for Ca Mnt. HC Mnt NFe, HC Mnt and beidellite, all high-charge smectites, exhibit a lower surface proton buffering than LC Mnt. Otherwise, all of them have a PZSE very close to the PZC of alumina or aluminol groups in montmorillonite [50] , a behaviour that was predicted in modelling studies [51] or observed in other acid-base titration experiments [52] . The high-charge smectites may have a strong electrostatic attraction between layers, leading to very stable face-to-face particle arrangements in aqueous suspensions [53] . Their acid-base behaviour in suspension is restricted to edge surfaces with very low proton interlayer interactions. In the case of the Mnt LC bentonite, the existence of less stable stacking of interlayers with more swelling ability, even at high electrolyte concentrations of up to 0.5 M of NaCl [54] , can favour proton adsorption in some exposed free interlayers. In our case, proton consumption increased preferentially at high ion strength. This is not expected for Mnt, which should increase both PZC pH and proton adsorption in diluted media due to proton exchange in the permanent negative charge sites [18] . In summary, titration curves for all the studied bentonites are typical for materials with non-permanent charged external hydroxylated edge surface groups, where electrical double layers may become thin enough to enhance proton sorption as electrolyte concentration increases. The pH evolution as a function of NaCl concentration for stevensite and sepiolite is shown in Figure 5 . The stevensitic material shows PZSE at pH 8.2, although in this case the charge balance is very close to 0 from pH 8-9, possibly indicating that PZSE has a slightly higher pH corresponding to the contribution of Mg-OH groups. The NaCl concentration has no influence, and there is no shifting between the curves. The presence of dolomite can contribute to proton buffering. However, the slow kinetics in dolomite dissolution, depending on crystal size, (2-4 orders of magnitude at pH 2-5, regarding calcite), may limit the reactivity of this mineral [56] . In the case of the illite material ( Figure  6 ), a similar 5% content of dolomite does not have a significant effect on proton buffering compared with the stevensitic material. The ability of stevensitic clay minerals to buffer pH, once it has been adjusted multiple times over several hours to pH < 4 (dolomite was dissolved), is confirmed in Figure  3 . The behaviour of stevensite contrasted with sepiolite, with PZSE at pH 9.8, in accordance with the data provided by [57] at pH values from 9.8-10.4. Sepiolite exhibits a relatively high capacity for proton sorption due to its high external specific surface. The pH evolution as a function of NaCl concentration for stevensite and sepiolite is shown in Figure 5 . The stevensitic material shows PZSE at pH 8.2, although in this case the charge balance is very close to 0 from pH 8-9, possibly indicating that PZSE has a slightly higher pH corresponding to the contribution of Mg-OH groups. The NaCl concentration has no influence, and there is no shifting between the curves. The presence of dolomite can contribute to proton buffering. However, the slow kinetics in dolomite dissolution, depending on crystal size, (2-4 orders of magnitude at pH 2-5, regarding calcite), may limit the reactivity of this mineral [56] . In the case of the illite material ( Figure 6 ), a similar 5% content of dolomite does not have a significant effect on proton buffering compared with the stevensitic material. The ability of stevensitic clay minerals to buffer pH, once it has been adjusted multiple times over several hours to pH < 4 (dolomite was dissolved), is confirmed in Figure 3 . The behaviour of stevensite contrasted with sepiolite, with PZSE at pH 9.8, in accordance with the data provided by [57] at pH values from 9.8-10.4. Sepiolite exhibits a relatively high capacity for proton sorption due to its high external specific surface. PZSE values for ferrihydrite and goethite were 8.0 and 8.3, respectively ( Figure 6 ). This result is in agreement with the results achieved for the synthesized ferrihydrite in a CO2-free atmosphere, found in the range of pH 7-9 [58] . A very similar value was obtained for goethite at pH 8.3, which again is in agreement with the results obtained by [47] in the pH interval 8.2-8.6. The PZSE for illite was 8.2, similar to that obtained for di-octahedral Mnt by [50] . The splitting of the acid-base titration curves with increasing proton adsorption at low pH follows the expected behaviour of a surface potential when a DDL (Diffuse Double Layer) is developed without an internal permanent negative charge. In contrast, no electrical double layer effect is developed in calcined sewage sludge, although a relatively high potential for neutralizing protons was found. Taking into account that there were no free alkali hydroxides in the sample, siliceous matrix dissolution may favour the acid neutralization capacity of these surfaces. PZSE was obtained within the pH interval 5-8.5 for the calcined sewage sludge. This material was not found in previous studies since their physicochemical characteristics are highly heterogeneous and dependent on the sludge source.
Interaction of Tetracycline with Mineral Sorbents
Adsorption Capacity
The mineral sorbent materials have been compared in terms of their sorption efficiency by means of determining their sorption capacity (mg·g −1 ) of TC, which is shown in Figure 7 . Figure 6 ). This result is in agreement with the results achieved for the synthesized ferrihydrite in a CO 2 -free atmosphere, found in the range of pH 7-9 [58] . A very similar value was obtained for goethite at pH 8.3, which again is in agreement with the results obtained by [47] in the pH interval 8.2-8.6. The PZSE for illite was 8.2, similar to that obtained for di-octahedral Mnt by [50] . The splitting of the acid-base titration curves with increasing proton adsorption at low pH follows the expected behaviour of a surface potential when a DDL (Diffuse Double Layer) is developed without an internal permanent negative charge. In contrast, no electrical double layer effect is developed in calcined sewage sludge, although a relatively high potential for neutralizing protons was found. Taking into account that there were no free alkali hydroxides in the sample, siliceous matrix dissolution may favour the acid neutralization capacity of these surfaces. PZSE was obtained within the pH interval 5-8.5 for the calcined sewage sludge. This material was not found in previous studies since their physicochemical characteristics are highly heterogeneous and dependent on the sludge source.
Interaction of Tetracycline with Mineral Sorbents
Adsorption Capacity
The mineral sorbent materials have been compared in terms of their sorption efficiency by means of determining their sorption capacity (mg·g −1 ) of TC, which is shown in Figure 7 . The pH parameter does not show a significant effect in the adsorption rate of TC on the different sorbents under study (p = 0.179) when factorial ANOVA analysis is done. Some correlation is detected between pH and HC Mnt NFe sorbent concentration, but the pH can be included as a dependent variable. Thus, one-way ANOVA analysis is conducted by entering the sorbent as a single factor for each of the concentrations under study.
The LC Mnt sorbent shows the highest TC sorption capacity for all the tested concentrations. Thus, LC Mnt sorbed a mean of 13.2, 51.2, 125.5, 242 and 381.2 mg TC·g −1 when interacted with initial TC concentrations of 33.2, 131.6, 332.6, 625.0 and 1176.5 mg·L −1 , respectively. As the initial concentrations increase, the HC Mnt NFe sorption efficiency increases, reaching the highest adsorption concentration (342.14 mg·g −1 ) as the LC Mnt (381.24 mg·g −1 ) at 1176.5 mg·L −1 TC concentration. On the other hand, sorbents such as Fh, Goet and Sewage S. showed the less capacity of TC sorption for all the concentrations under study showing significant differences at 322.6; 625.0 and 1176.5 mg TC·L −1 with respect to the rest of sorbents. In the case of illite, its sorption capacity decreases as the initial TC concentration increases, reaching the lowest sorbed concentrations (32.29 The pH parameter does not show a significant effect in the adsorption rate of TC on the different sorbents under study (p = 0.179) when factorial ANOVA analysis is done. Some correlation is detected between pH and HC Mnt NFe sorbent concentration, but the pH can be included as a dependent variable. Thus, one-way ANOVA analysis is conducted by entering the sorbent as a single factor for each of the concentrations under study.
The LC Mnt sorbent shows the highest TC sorption capacity for all the tested concentrations. Thus, LC Mnt sorbed a mean of 13.2, 51.2, 125.5, 242 and 381.2 mg TC·g −1 when interacted with initial TC concentrations of 33.2, 131.6, 332.6, 625.0 and 1176.5 mg·L −1 , respectively. As the initial concentrations increase, the HC Mnt NFe sorption efficiency increases, reaching the highest adsorption concentration (342.14 mg·g −1 ) as the LC Mnt (381.24 mg·g −1 ) at 1176.5 mg·L −1 TC concentration. On the other hand, sorbents such as Fh, Goet and Sewage S. showed the less capacity of TC sorption for all the concentrations under study showing significant differences at 322.6; 625.0 and 1176.5 mg TC·L −1 with respect to the rest of sorbents. In the case of illite, its sorption capacity decreases as the initial TC concentration increases, reaching the lowest sorbed concentrations (32.29 and 41.02 mg TC·L −1 ) at TC doses of 625.0 and 1176.5 mg·L −1 , respectively.
The materials with higher sorption capacity, smectites and sepiolite, increase their relative differences compared to the materials with lower adsorption capacity (iron hdroxydes, illite and calcined sewage sludge) when the TC concentration increases from 132 mg·L −1 to 1176 mg·L −1 . At the lowest TC concentration (33 mg L −1 ), the specific surface area and acid-base properties play a significant role in adsorption. High surface area iron hydroxide (ferrihydrite) and illite have adsorption capacities of 8-10 mg TC/g, comparable to smectites, at pH 8, near their PZSE and relatively low adsorption rates at low pH, where TC and the mineral surface both have a positive charge. Conversely, other materials such as the smectite materials with PZSE at pH > 8.2, in general, do not exhibit systematic sorption differences as a function of pH. The exception is HC Mnt NFe, an ideal non-Fe high-charge montmorillonite, which shows a drastic decrease in TC adsorption at pH = 8 for all TC concentrations. This indicates that clay minerals may adsorb TC specifically (permanent interlayer negative charge) when the cationic dimethylammonium functional group remains with positive charge at pH < 8. When the TC concentration is increased to 1176 mg·L −1 , the relative adsorption capacity for the materials with variable layer charge and low CEC, Fe-hydroxides and calcined sewage sludge decrease compared to smectites and sepiolite.
Smectites exhibit, in general, a high TC sorption capacity [12, 19] , which has no significant dependence on pH. The hydrated interlayer region of 2:1 sheet silicates has the potential to shelter TC independently of its net charge: either cationic or anionic poles of TC molecule could host solvating interlayer cations or be tied to hydroxyl groups at the interlayer by hydrogen bonds or other polar interactions [13, 59] . This is in agreement with LC Mnt performance, which exhibit a similar adsorption capacity independently of pH, indicating that a complex interaction with TC is taking place, probably due to a delocalized bonding interaction between the TC functional ionic groups and the interlayer cations.
It is worth mentioning that sepiolite maintains a high sorption capacity in the whole experimental range of concentrations, at comparable sorption efficiencies of HC smectites, beidellite or stevensite. At a high concentration, no significant pH dependence is observed, although it tends to have a maximum adsorption at pH 8-6, where the TCH 2 ± zwitterion species predominates compared to the slight predominance of TCH 3 + in acidic conditions. PZSE of sepiolite maintain positive proton adsorption until pH 9-10, which can favour the adsorption of the anionic pole of TC, also taking into account the high specific surface area for interaction. In any case, the LC Mnt exhibit the best sorption capacity in the whole pH range and the optimum efficiency compared to the other studied materials.
Adsorption Isotherms
Adsorption isotherms, as a function of pH and TC concentration, are represented for each sorbent material, using the Freundlich and Langmuir equations as fitting models (Figures 8 and 9 ; Tables 3  and 4 ). The quadratic correlation values (R 2 ) in general indicate good fitting to the experimental results. The parameter n of the Freundlich model was~≥1, except for goethite at pH 4-6, meaning that the adsorption in most of the mineral sorbents is favourable. For the whole pH interval, the highest n value is obtained for the illite and smectite group, with HC Mnt NFe having the lowest value of n for this group.
HC Mnt NFe, goethite and sepiolite at acid pH show linear isotherms (Figures 8 and 9 ), with Freundlich n values approaching to 1, and Cm in the Langmuir model is very high regarding their CEC. This means that these materials could be modelled with Linear partition Kd models and that they do not show strong interaction with TC [36] . The Cm parameter in the Langmuir model is the maximum adsorption capacity and should be directly related to the CEC of materials, in the case cation exchange interactions play a major role in TC adsorption. With the exception of the HC Mnt NFe, the smectite group and illite present Cm values within the same order of magnitude of their CEC. However, they are not fully correlated because LC Mnt exhibits the maximum sorption capacity (90-120 cmol (+) /kg) compared to high-charge Mnt with higher CEC. In the case of stevensite or illite, with a relatively low CEC, the Cm values are consistent with those shown in Tables 2 and 4. The case of LC Mnt again shows that TC sorption is not solely a matter of cation solvation or cation exchange. Low-charge montmorillonite can allocate more TC because 2:1 sheets are less tightly stacked than high-charge smectites. Then a more effective internal layer surface can be made available [53] . In the case of sepiolite, TC adsorption is not related to CEC, and hence is better explained by linear or Freundlich models, in agreement with the strong physical sorption of the molecule at the external surface. Sepiolite and palygorskite are fibrous clay minerals of high surface area with a high sorption capacity for polar and non-polar organic compounds. Palygorskite has been proven to adsorb higher amounts of TC at a basic pH (9) than in acidic media (<6) [15] , which is in agreement with the studied sepiolite.
As can be observed for both models, the quadratic correlation coefficient R 2 of each material is high (R 2 > 0.900), with the exception of the high-charge montmorillonite (R 2 = 0.83) and sewage sludge (R 2 = 0.74), for the Freundlich and Langmuir models, respectively. Because of this, the R 2 coefficient cannot be used as a unique discrimination parameter to choose which model has better fitting to the experimental isotherms obtained in this work. Hence, discriminant analysis was performed to classify the different mineral sorbents in accordance with adsorption isotherm parameters.
The classification of different materials according to the model constants after the model isotherm fitting is shown in Figure 10 . Graphs have been displayed for pH values, comparing both constants (n and K) for the Freundlich and Langmuir models. A sorbent material is considered to be suitable if the adsorption intensity, defined by Freundlich parameter n is higher than 1. Likewise, when n is between 2 and 10, it is considered to have a high intensity [42] . In addition to n, the material needs to have a high adsorption capacity, defined by the parameter K. Adsorption capacity is better defined in the case of the Langmuir model. The criteria for choosing the material with the best qualities will be based on the highest maximum adsorption (highest Cm) and high adsorption intensity (K > 1) for this model. Values of Cm > 120 and low Langmuir K (<1) correspond to linear isotherms or to unrealistic values for maximum capacity of smectites. Table 5 shows that LC Mnt is a very good material for TC sorption in the entire pH range for high TC concentrations, followed by stevensite at neutral to basic pH, which exhibits the highest intensity of adsorption and a good adsorption capacity. It is interesting to note that, for more realistic low TC concentrations and at neutral to basic pH conditions, calcined sewage sludge, illite, sepiolite, and ferrihydrite, in this order, exhibit sufficiently good adsorption properties. stevensite at neutral to basic pH, which exhibits the highest intensity of adsorption and a good adsorption capacity. It is interesting to note that, for more realistic low TC concentrations and at neutral to basic pH conditions, calcined sewage sludge, illite, sepiolite, and ferrihydrite, in this order, exhibit sufficiently good adsorption properties. Table 3 (Freundlich) and Table 4 (Langmuir). Table 3 (Freundlich) and Table 4 (Langmuir). Table 4 ). Conglomerates dispersion diagram determined by the Euclidean quadratic K-average method implemented in STATGRAPHICS ® v.16.1 software. (n_4, n_6, n_8 = n value for each pH; Cm_4, Cm_6, Cm_8 = Cm; K_4, K_6, K_8 = K value for each pH value). Shaded areas mark the optimum values defined for adsorption intensity and capacity for the fitted parameters (see text and Table 4 ). (8) (1) materials are listed according to "best" criteria; i.e., Freundlich: higher n followed by higher K. (2) >120 cmol/kg is considered unrealistically high values not fitted to Langmuir.
Conglomerate analysis for Freundlich and Langmuir model parameters grouped the materials in terms of adsorption intensity and adsorption capacity, respectively. Groups 1 and 2 ( Figure 10 ) associate iron hydroxides, sepiolite and HC Mnt NFe, which had anomalous Cm values. This parameter is a factor that separates HC Mnt NFe out of the smectitic materials. Group 3 in both models discriminates illite as a singular material for its high intensity of adsorption interaction. Group 4 includes calcined sewage sludge with smectites with high intensity of adsorption interaction, with the smectites being set apart in Langmuir group 5 for their high adsorption capacity (LC Mnt and beidellite). Other clay minerals, such as sepiolite and illite, show low capacity but strong intensity of adsorption, as well as calcined sludge. Their strong interaction properties may become interesting for the adsorption of pharmaceuticals in low load regimes.
The association of materials into different groups, using isotherms' model parameters, reveal that these are not simple relationships considering the other different physical-chemical properties determined as SSA (BET or crystal size derived) or PZSE. At a low TC concentration, sepiolite, stevensite or ferrihydrite, with the highest BET, exhibit good sorption capacity independent of pH. At high TC loads the planar structures of smectites hold more TC, independent of SSA. High-charge smectites adsorb less TC, then, as has been stated; their performance is not solely a matter of cation exchange and charge density. The zero charge (salt effect) of these non-purified materials ranges from a nearly neutral pH (6-7) to 8-9. In a near-neutral pH environment zwitterionic species of TC can use ions (cation and anions) to establish bridge bonds with the available charged surface, following the concepts developed by [13] . Ideal montmorillonite with high charge and low iron substitution failed to retain TC at a slightly basic pH, which suggests that the chemical composition can play a significant role. Finally, high-charge smectites, including tetrahedral charged beidellite, do not produce differentiated performance in agreement with the acid-base properties [49] , which indicates that the charge density and the tendency to maintain sTable 2:1 layer stacks are critical factors for TC sorption.
Conclusions
The study confirms the capacity of smectitic materials to entrap high quantities of tetracycline. Low-charge montmorillonite displays a more favourable sorption potential, both in terms of interaction intensity and concentration range of tetracycline, independent of pH. Therefore, wastewater treatments for TC should be based on this kind of mineral material.
Low-charge smectite or stevensite has the highest tetracycline adsorption intensity/capacity in a broad pH range from 4 to 8, and at low TC concentrations, which includes typical wastewater characteristics. The relative pH unspecific adsorption capacity agrees with the significant role of other non-ionic (solvation) or electrostatic type interactions rather than purely cation exchange processes in these types of minerals. At a basic pH, high-charge montmorillonite decreases its adsorption capacity due to the stronger electrostatic cation interaction between the clay mineral layers.
Those materials that have displayed a low capacity for sorption at high tetracycline concentrations should not be discarded in its use, because of the low concentration levels of these pollutants in the environment. Specifically, materials such as illite, sepiolite and ferrihydrite display high adsorption intensities at low to medium concentrations. Presumably, these materials are suitable to design pre-filters to implement permeable reactive barriers or to be tested with other emergent pollutants. Further efforts are being carried out in order to test these materials in a real wastewater treatment plant in order to promote the use of these easy available, eco-efficient materials.
